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I. General Information
The following reagents were purchased from commercial suppliers and used as received: Ph 2 Zn, NiBr 2 ⋅DME, (-)-indanyl-pybox, (+)-and (-)-i-Pr-pybox, 4-fluorophenylmagnesium bromide, Cp* 2 Co, and Ni(cod) 2 . (±)-(3-Bromohept-1-ynyl)trimethylsilane was prepared according to a literature procedure.
1 DME, THF, benzene, Et 2 O, and toluene were degassed with argon and dried over activated alumina using a solvent purification system. Elemental analyses were performed by Atlantic Microlab, Inc. and Midwest Microlab, LLC. Analysis of the enantioenriched organic products was conducted by GC using a chiral Supelco Beta-Dex-120 column. Yields by GC (FID detector) were determined with tetradecane as an internal standard.
Spectroscopy. UV-Vis measurements were taken with a Cary 50 UV-Vis spectrometer using either a 10 mm quartz cell or a 1.0 mm quartz cell. Measurements made below r.t. employed a Unisoku CoolSpeK cryostat. IR measurements were collected with NaCl plates on a Bio-Rad Excalibur FTS 3000 spectrometer. X-band EPR measurements were collected with a Bruker EMX spectrometer. EPR simulation was conducted using EasySpin.
2 NMR studies were performed on 400 and 500 MHz Varian spectrometers. 19 F NMR studies were conducted in a
(1) Smith, S. W.; Fu, G. C. J. Am. Chem. Soc. 2008, 130, 12645-12647. (2) Stoll, S.; Schweiger, A. J. Magn. Reson. 2006, 178, 42-55. S---4
[((-)-i-Pr-pybox)Ni II Ph]BAr F 4 (1). In a glovebox, ((-)-i-Pr-pybox)NiBr 2 (0.603 g, 1.16 mmol) was combined with THF (25 mL). The resulting slurry was cooled to -45 °C in a cold well, and a solution of Ph 2 Zn (0.128 g, 0.583 mmol) in THF (2.0 mL) was added dropwise over 0.5 min. The reaction mixture was stirred for two additional minutes, and then a solution of NaBAr (1.08 g, 1.22 mmol) in THF (8.0 mL) was added in one portion. The resulting deep-red solution was maintained at -45 °C for 5 min, stirring periodically. Next, it was passed through a 1" plug of dry, basic alumina through which THF had already been passed. The alumina was washed with THF (10 mL x 2), and these THF washings were concentrated to dryness under vacuum. The red residue was washed with pentane (20 mL x 2), and then it was extracted with toluene (50 mL x 3). The combined toluene extracts were filtered and then evaporated to dryness, leaving the product as a red, microcrystalline solid. Yield: 1.06 g (70%). Crystals suitable for X-ray crystallography were obtained by cooling a saturated solution in benzene.
1 H NMR (400 MHz 144.0, 143.6, 141.9, 136.9, 135.6, 127.6, 125.6 (q, J = 272.2 Hz), 125.53, 125.52, 75.7, 66.4, 29.4, 18.3, 13.8. α ! !" = +46 (c 0.11, THF; (S,S)-enantiomer). Calculated for C 55 H 40 BF 24 N 3 NiO 2 : C, 50.80; H, 3.10; N, 3.23. Found: C, 50.96; H, 3.19; N, 3.21 . (1; 0.158 g, 0.122 mmol) was dissolved in dry, degassed Et 2 O (5.0 mL), and the resulting mixture was cooled to -40 °C in a cold well. Solid Cp* 2 Co (0.0340 g, 0.103 mmol) was finely ground with a magnetic stir bar and then dissolved in Et 2 O (2.0 mL). This solution was then added to the solution of the nickel complex. The reaction vessel was maintained at -40 °C for 30 min, and then the mixture was evaporated to dryness at -40 °C under vacuum. The residue was extracted with tetramethylsilane at 0 °C (10 mL x 4), and the combined extracts were filtered through a PTFE syringe filter and evaporated to dryness under vacuum at -40 °C to give the product as a dark solid. Yield: 0.020 g (44%).
Crystals suitable for X-ray crystallography were obtained by concentration of the cold tetramethylsilane solution under vacuum.
Calculated for C 23 H 28 N 3 NiO 2 : C, 63.19; H, 6.46; N, 9.61. Found: C, 62.79; H, 6.31; N, 9.22 .
[((-)-i-Pr-pybox)Ni II (C 6 H 4 F)]BAr F 4 (4). In a glovebox, ((-)-i-Pr-pybox)NiBr 2 (0.405 g, 0.779 mmol) was combined with THF (15 mL). The resulting slurry was cooled to -78 °C in a cold well, and then (C 6 H 4 F) 2 Zn (0.0997 g, 0.390 mmol) was added. After 1 min, a solution of NaBAr (0.720 g, 0.812 mmol) in Et 2 O (4 mL) was added in one portion. The resulting deep-red solution was maintained at -78 °C for 5 min, stirring periodically. Next, it was passed through a 1" plug of dry, basic alumina through which Et 2 O had already been passed. The alumina was washed with Et 2 O (60 mL), and the resulting solution was reduced to dryness under vacuum. The residue was washed with pentane (10 mL x 2), and then it was extracted with toluene (75 mL x 2). The combined toluene extracts were filtered and then evaporated to dryness, providing an oily residue that was washed with pentane (20 mL) and then dried under vacuum. Addition of Et 2 O (5 mL) furnished a deep-red solution, which was reduced to dryness under vacuum to yield a solid, transferrable foam. Yield: 0.594 g (58%). Calculated for C 55 H 39 BF 25 N 3 NiO 2 : C, 50.11; H, 2.98; N, 3.19. Found: C, 50.00; H, 3.02; N, 3.15 135.7, 133.6, 125.7, 125.6 (q, J = 272.2 Hz), 114.6 (d, J = 19.1 Hz), 75.7, 66.4, 29.6, 18.3, 13.8. 19 S---6 (S)-(3-(4-fluorophenyl)-1-heptynyl)trimethylsilane. The title compound was synthesized from (±)-(3-bromohept-1-ynyl)trimethylsilane by the General Procedure for catalytic arylations of propargylic bromides, with ((+)-i-Pr-pybox)NiBr 2 as the precatalyst. The product was purified by chromatography (100% hexanes), which furnished a colorless oil.
1 H NMR (500 MHz, C 6 D 6 ) δ 7.14-7.06 (m, 2H), 6. 
III. Mechanistic Studies Stoichiometric reaction of ((-)-i-Pr-pybox)Ni
I Ph with a propargylic bromide (eq 6). In a nitrogen-filled glovebox, ((-)-i-Pr-pybox)NiPh (9.0 mg, 0.021 mmol) was dissolved in DME (3.9 mL), and then a solution of (±)-(3-bromohept-1-ynyl)trimethylsilane (5.4 mg, 0.022 mmol) in DME (0.71 mL) was added in one portion with rapid stirring. After 4 h at r.t., an aliquot was removed, passed through a plug of silica gel, and analyzed by GC. Calibrated GC yield: 35% (59% ee).
An aliquot removed after 20 min and analyzed by EPR spectroscopy was found to be EPRsilent.
Stoichiometric reaction of [((-)-i-Pr-pybox)Ni
II Ph]BAr F 4 with a propargylic bromide (eq 7). This experiment was set up according to the General Procedure for stoichiometric arylations of propargylic bromides. Calibrated GC yield after 4 h: 77% (82% ee).
An aliquot removed after 20 min and analyzed by EPR spectroscopy was found to be EPRsilent. with a propargylic bromide in the presence of TEMPO (eq 8). This experiment was set up according to the General Procedure for stoichiometric arylations of propargylic bromides, except that a solution of TEMPO in DME (17.2 #L of a 5.2 mg/mL solution; 0.090 mg, 0.57 #mol, 0.020 equiv) was added immediately prior to the addition of the propargylic bromide. Calibrated GC yield after 4 h: <1%. Calibrated GC yield after 48 h: 76% (82% ee).
Initiation by ((+)-i-Pr-pybox)Ni
I Br of a TEMPO-inhibited stoichiometric arylation (eq 9). This experiment was set up according to the General Procedure for stoichiometric arylations of propargylic bromides, except that a solution of TEMPO in DME (45.0 #L of a 5.2 mg/mL solution; 0.23 mg, 1.5 #mol, 0.052 equiv) was added immediately prior to the addition of the propargylic bromide. After 4 h at r.t., an aliquot was removed, passed through a plug of silica gel, and analyzed by GC, which showed that there was <1 % of the coupling product. 
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A solution of ((+)-i-Pr-pybox)Ni I Br (2.5 mg, 5.8 #mol, 0.20 equiv) in DME (0.53 mL) was then added, with vigorous stirring. Analysis of an aliquot removed after an additional 0.5 h showed that the reaction had proceeded to completion. Calibrated GC yield: 83% (82% ee).
Progress (0.029 mmol) in DME (0.42 mL) with the internal standard (4-fluorotoluene) in C 6 D 6 (0.050 mL) was treated with (±)-(3-bromohept-1-ynyl)trimethylsilane (0.030 mmol). The progress of this reaction was followed by 19 F NMR spectroscopy over 60 min. (Figure 7) . A 10 mm quartz UV-Vis cuvette equipped with a magnetic stir bar was charged with a solution of ((-)-i-Pr-pybox)NiBr 2 in DME (0.45 mM; 3.45 mL, 1.5 #mol), sealed with a PTFE septum cap, and cooled to -20 °C in the spectrometer. A solution of Ph 2 Zn in DME (12 #L of a 14.2 mg/mL solution; 0.17 mg, 0.78 #mol, 0.50 equiv) was then added, and the reaction was monitored by UV-Vis spectroscopy at -20 °C. A dry vial was charged with a solution of ((-)-i-Prpybox)NiBr 2 in DME (0.45 mM; 3.45 mL, 1.5 #mol), sealed with a PTFE septum cap, and cooled in a -78 °C bath. A solution of Ph 2 Zn in DME (12 #L of a 14.2 mg/mL solution; 0.17 mg, 0.78 #mol, 0.50 equiv) was added, and then the vial was removed from the bath. An aliquot was removed using a microsyringe and immediately analyzed by ESI-MS (positive-ion mode) at r.t.
Analysis via ESI-MS
Analysis via
19 F NMR spectroscopy of a catalyzed Negishi reaction in progress ( Figure 9 ). This experiment was set up according to the General Procedure for monitoring catalytic reactions by 19 F NMR spectroscopy. 084 mmol) in DME (0.20 mL) and then (±)-(3-bromohept-1-ynyl)trimethylsilane (0.0129 g, 0.052 mmol). The solution was cooled to -20 °C in the spectrometer, and then a solution of ((-)-i-Pr-pybox)NiBr 2 (0.80 mg in DME (0.15 mL), 1.5 #mol) was added. The reaction was monitored from 800 to 300 nm at a rate of 1200 nm/min with one scan collected every 30 s.
Analysis via 19 F NMR spectroscopy of a catalyzed Negishi reaction in progress, in the presence of TEMPO (Figure 11 ). This experiment was set up according to the General Procedure for monitoring catalytic reactions by 19 F NMR spectroscopy, with the following modification: the diarylzinc was dissolved in 0.13 mL, instead of 0.22 mL, of DME; a solution of TEMPO in DME (93.0 #L of a 5.2 mg/mL solution; 0.48 mg, 0.0031 mmol, 0.045 equiv) was added immediately prior to the addition of the solution of the nickel complex. 
V. EPR Data
X-band EPR spectrum of (i-Pr-pybox)Ni I Ph (toluene, 77 K) VII. 19 F NMR Spectra Conditions: DME (425 µμL) and C6D6 (50 µμL) at -20 °C, with 4---fluorotoluene (4.3 mM) as an internal standard (-118.92 ppm) . 
F NMR of (C6H4F)2Zn F NMR of [((-)---i---Pr---pybox)Ni II (C6H4F)]BAr
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VIII. X---Ray Crystallographic Data [((-)-i-Pr-pybox)Ni
II Ph]BAr F 4 (1). A suitable crystal of C55H40N3NiO2BF24·•2(C6H6) was selected for analysis and mounted in a nylon loop. All measurements were made on a Bruker SMART 1000 CCD with filtered Mo-Kα radiation at a temperature of 100 K. Using Olex2, the structure was solved with the ShelXS 5 structure solution program using Direct Methods and refined with the ShelXL 6 refinement package using Least Squares minimization. Three---site rotational disorder in one trifluoromethyl group of the anion was modeled with the appropriate similarity restraints. The absolute stereochemistry was determined on the basis of the known stereochemistry of the commercially available ligand and the absolute structure parameter. S---18 Full---matrix least---squares on F 2 Data / restraints / parameters 14748 / 85 / 944 Goodness---of---fit on F 2 1.026 Final R indices [I>2sigma(I)] R1 = 0.0400, wR2 = 0.0777 R indices (all data) R1 = 0.0568, wR2 = 0.0848 Absolute structure parameter ---0.017(4) Largest diff. peak and hole 0.395 and ---0.283 e/Å ---3 Table  S -2. Atomic coordinates ( x 10 4 ) and equivalent isotropic displacement parameters (Å 2 x 10 3 ) for crystal01. U(eq) is defined as one third of the trace of the orthogonalized U ij tensor. ______________________________________________________________________________ x y z U(eq) ______________________________________________________________________________ Ni (1) 1996 (1) 4994 (1) 6166 (1) 16 (1) O (1) ---64 (2) 3278 (2) 6660 (1) 26 (1) O (2) 4215 (2) 6562 (2) 6637 (1) 22(1) N (1) 886 (2) 4086 (2) 6246 (1) 19(1) N (2) 2078 (2) 4922 (2) 6671 (1) 17(1) N (3) 3136 (2) 5876 (2) 6234 (1) 18(1) C (1) 145 (3) 3498 (3) 6030 (1) 22(1) C (2) ---600 (3) 3099 (3) 6319 (1) 26(1) C (3) 719 (3) 3884 (3) 6578 (1) 21(1) C (4) 1415 (3) 4327 (3) 6845 (1) 21(1) C (5) 1474 (3) 4218 (3) 7213 (1) 26(1) C (6) 2244 (3) 4749 (3) 7389 (1) 27(1) C (7) 2932 (3) 5367 (3) 7206 (1) 23(1) C (8) 2818 (2) 5432 (2) 6838 (1) 18(1) C (9) 3409 (2) 5979 (2) 6562 (1) 17(1) C (10) 4624 (3) 6877 (3) 6289 (1) 23 (1) (15) 3243 (3) 7341 (3) 5813 (1) 28(1) C (16) 3930 (4) 7854 (3) 5537 (1) 42(1) C (17) 2757 (3) 8120 (3) 6063 (1) 34(1) C (18) 1920 (2) 5051 (2) 5665 (1) 19(1) C(19) 1097 (3) 5537 (3) 5497 (1) 26(1) C (20) 1042 (3) 5598 (3) 5129 (1) 36(1) C (21) 1796 (3) 5170 (3) 4922 (1) 38(1) C (22) 2612 (3) 4679 (3) 5079 (1) 33(1) C (23) 2676 (3) 4622 (3) 5451 (1) 25(1) F (1) 1546 (2) 8730 (2) 3076 (1) 29(1) F (2) 578 (2) 8449 (2) 2622 (1) 32(1) F (3) 2130 (2) 7878 (2) 2631 (1) 34(1) (2) 3094 (1) 49(1) F (7) 5540 (2) 5439 (2) 4344 (1) 51 (1) S---20 (12) 1175 (10) 8354 (10) 4577 (3) 45(2) F (12A) 1647 (13) 8385 (11) 4747 (4) 43(2) F(12B) 2295 (7) 8869 (7) 4752 (2) 41(2) F (13) ---1116 (2) 4520 (2) 4818 (1) 40(1) F (14) ---1678 (2) 3195 (2) 4544 (1) 31(1) F (15) ---1665 (2) 4648 (2) 4280 (1) 40(1) F (16) 2550 (2) 1403 (2) 4232 (1) 50(1) F (17) 2602 (2) 2053 (2) 4752 (1) 70(1) F (18) 1348 (2) 1099 (2) 4604 (1) 50(1) F (19) 1824 (2) 2404 (2) 2680 (1) 36(1) F (20) 2608 (2) 1438 (2) 3048 (1) 34(1) F (21) 3373 (2) 1925 (2) 2576 (1) 57(1) F (22) 5897 (2) 5248 (2) 3350 (1) 38(1) F (23) 5434 (2) 5589 (2) 2818 (1) 55 (1) (48) 2795 (2) 4522 (2) 3456 (1) 13(1) C (49) 2491 (2) 3644 (2) 3268 (1) 15(1) C (50) 3122 (3) 3168 (2) 3020 (1) 17(1) C (51) 4108 (2) 3539 (3) 2954 (1) 18(1) C (52) 4424 (2) 4408 (3) 3132 (1) 18(1) C (53) 3776 (2) 4899 (2) 3374 (1) 15(1) C (54) 2743 (3) 2240 (3) 2830 (1) 22(1) C (55) 5462 (3) 4839 (3) 3060 (1) 28(1) B (1) 1983 (3) 5106 (3) 3720 (1) 14(1) C (62) 64 (4) 6935 (4) 6353 (1) 48(1) C (63) 438 (4) 7099 (4) 6687 (1) 50(1) C (64) 0 (5) 6572 (5) 6966 (1) 75 (2) C (65) ---818 (4) 5924 (5) 6912 (1) 64 (2) C (66) ---1191 (3) 5795 (4) 6580 (1) 49(1) C (67) ---746(4) 6287(4) 6300(1) 50(1) C (56) 4798 (3) 3857 (3) 6185 (1) 39(1) C (57) 3999 (3) 3196 (3) 6246 (1) 40 (1) 
ORTEP diagram of the asymmetric unit with ellipsoids shown at 30% probability
1.387(5) C ( 
111.9(3) C (15) (1) 19(1) 17(1) 13 (1) 0 (1) 1 (1) ---5(1) O (1) 27(1) 29(1) 22 (1) ---1(1) 5(1) ---15(1) O (2) 23(1) 24(1) 21 (1) 0 (1) ---3(1) ---9(1) N (1) 21(2) 20(1) 15 (1) ---1(1) 2(1) ---3(1) N (2) 20(1) 15(1) 16 (1) ---2(1) (2) 18(1) 15 (1) ---1(1) 0(1) ---3(1) C (1) 22(2) 23(2) 21 (2) ---2(1) 2(1) ---11(2) C (2) 21(2) 32(2) 23 (2) ---4(2) 5(1) ---9(2) C (3) 25(2) 19 (2) 19 (2) ---1(1) 6(1) ---5(1) C (4) 27(2) 20(2) 15 (2) ---1(1) 3(1) ---6(2) C (5) 36(2) 26(2) 17 (2) 2 (1) 5(2) ---6(2) C(6) 39 (2) 30(2) 12 (2) 0(1) 1(1) ---2(2) C (7) 30 (2) 21(2) 18 (2) ---3(1) ---4(2) ---2(2) C (8) 22(2) 14(2) 18 (2) - (2) 18(2) 1(1) 1(1) ---10(1) C(12) 31(2) 27 (2) 23(2) ---6(2) 10(2) ---14(2) C(13) 34(2) 33 (2) 41(2) ---11(2) 1(2) ---4(2) C (14) 54(3) 40(2) 25 (2) ---8(2) 5(2) ---21(2) C (15) 36(2) 26(2) 22 (2) 7(1) ---7(2) ---16(2) C (16) 71(3) 31(2) 23 (2) 1 (2) 4(2) ---22(2) C(17) 31 (2) 30(2) 40 (2) 12 (2) 1(2) ---2(2) C (18) 23(2) 17(1) 16 (2) 38 (2) 20(2) ---6(2) 10(2) ---13(2) C(23) 26(2) 28 (2) 22 (2) ---1(1) 2(1) ---7(2) F(1) 40 (1) 19 (1) 29 (1) 3 (1) ---7(1) ---9(1) F(2) 36(1) 26 (1) 34 (1) 17 (1) ---12(1) ---6(1) F(3) 34 (1) 35(1) 33 (1) 9 (1) 14 (1) ---6(1) F(4) 15 (1) 63(2) 40 (1) ---18(1) 2(1) 0(1) F (5) 25(1) 31(1) 23
S---27 F(6) 38 (1) 43 (1) 65 (2) 34 (1) ---28(1) ---25(1) F (7) 29 (1) 65(2) 58 (2) ---29(1) ---18(1) 17(1) F(8) 37 (1) 81(2) 44 (1) 31 (1) ---18(1) ---6(1) F(9) 34(1) 35 (1) 70 (2) ---3(1) ---26(1) ---9(1) F (10) 44(5) 34(3) 44 (5) ---30(3) ---14(3) 17(3) F(10A) 42 (5) 30(3) 47 (5) ---22(4) ---2(4) 14(3) F(10B) 48 (5) 27(3) 49 (5) ---3(3) 0(3) 16(4) F (11) 35(6) 23(3) 40 (5) ---3(3) ---16(3) 9(4) F(11A) 41 (5) 36(3) 46 (5) ---12(3) ---6(3) 18(3) F(11B) 35 (4) 43(3) 45 (5) ---20(3) ---7(3) 18(3) F (12) 41(5) 47(3) 46 (5) ---18(4) 7(3) 19(3) F(12A) 42 (5) 43(3) 46 (5) ---25(3) 1(3) 16(3) F(12B) 39 (4) 41(3) 44 (4) ---35(3) ---12(3) 16(3) F (13) 38(1) 46(1) 36 (1) ---19 (1) 19 (1) ---6(1) F (14) 29 (1) 28(1) 38 (1) 2 (1) 12 (1) ---8(1) F (15) 24(1) 44(1) 51 (1) 22 (1) 14 (1) 11(1) F (16) 59(2) 35(1) 55 (2) 21 (1) 24 (1) 28(1) F (17) 90(2) 54(2) 65 (2) 12 (1) ---48(2) 22(2) F (18) 51(2) 31(1) 68 (2) 31 (1) 22 (1) 13(1) F (19) 43(1) 28(1) 38 ( (24) 13(2) 16(2) 11 (1) ---2(1) 3(1) 4(1) C (25) 14(2) 15(2) 15 (2) ---1(1) 2(1) ---1(1) C (26) 19 (2) 12(1) 14 (1) 0 (1) 4(1) 0(1) C (27) 18(2) 17(2) 12 (1) 1(1) ---3(1) 3(1) C (28) 15(2) 16(2) 15 (2) 0(1) ---1(1) ---1(1) C (29) 17(2) 15(2) 13 ( (2) 21(2) 24 (2) 5(1) ---4(1) ---1(1) C(32) 16(2) 15 (2) 11(1) 0(1) 0(1) 0(1) C(33) 20(2) 13 (2) 16 (2) ---1(1) 0(1) 1(1) C(34) 22 (2) 19 (2) 17 (2) 1(1) ---7(1) ---2(1) C(35) 32 (2) 21(2) 18(2) ---6(1) ---8(2) 0(2) C(36) 34 (2) 19 (2) 19 (2) ---6(1) ---2(2) 4(2) C (37) 23(2) 20(2) 16 (2) ---1(1) ---5(1) 3(1) C (38) 24(2) 27(2) 23 (2) 15(2) 12 (1) ---1(1) ---1(1) 4(1) C (42) 21(2) 20(2) 16 (2) ---1(1) 3(1) 1(1) C (43) 27(2) 17(2) 15 (2) 4 (1) 3 (1) ---2(1) C (44) 29(2) 17(2) 15 (2) 3 (1) ---4(1) 2(1) C (45) 18(2) 20(2) 13 (1) 1(1) 0(1) 3(1) C (46) 25(2) 20(2) 25 (2) 2(1) 6(2) ---2(2) C (47) 35(2) 27(2) 28 (2) 12 (2) 4 (2) 8(2) C (48) 12(2) 14(2) 13 (1) 1 (1) ---2(1) 3(1) C (49) 14(2) 17(2) 14 (1) 2 (1) ---1(1) 1(1) C (50) 21(2) 16(2) 15 (1) ---2(1) ---3(1) 1(1) C (51) 18(2) 24(2) 13 (1) ---1(1) 3(1) 3(1) C (52) 15(2) 22(2) 17 (2) 4 (1) 1 (1) 0(1) C (53) 15(2) 18(2) 13 (1) 0 (1) ---2(1) ---1(1) C (54) 22(2) 25(2) 20 (2) ---7(1) 3(1) 0(2) C (55) 19 (2) 41(2) 24 (2) ---1(2) 4(1) ---5(2) B (1) 15(2) 14(2) 13 (1) 1 (1) ---3(1) 2(2) C (62) 48(3) 55(3) 41 (2) 19 (2) 8 (2) 5(2) C (63) 45(3) 52(3) 53 ( (4) 33 (2) 4(2) ---7(2) 8(3) C(56) 48(3) 38 (2) 32(2) ---1(2) 6(2) 16(2) C(57) 51 (3) 28(2) 41 (2) ---10(2) ---13(2) 11(2) C (58) 41(3) 28(2) 55 (3) 7(2) ---10(2) 5(2) C(59) 51 (3) 52(3) 31 (2) 16 (2) ---5(2) 15(2) C (60) 41(3) 42(2) 38 (2) ---9(2) ---17(2) 10(2) C(61) 31 (2) 30(2) 56 (3) ---1(2) 1(2) 8(2) ___________________________________________________________________________ S---29 ((-) ---i---Pr---pybox)Ni II Ph (2). A suitable crystal of C23H28N3NiO2 was selected for analysis, mounted in a nylon loop and frozen in liquid nitrogen. All measurements were made at the SSRL synchrotron with 0.72930 Å radiation at a temperature of 100 K. Using Olex2, 5 the structure was solved with the ShelXS structure solution program using Direct Methods and refined with the ShelXL 6 refinement package using Least Squares minimization. The absolute stereochemistry was determined on the basis of the known stereochemistry of the commercially available ligand and the absolute structure parameter.
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